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2-(2,4-Difluorophenyl)pyridine, (dFppy).
The synthesis of this ligand is as reported previously. 1 Figure S1 . 1 H NMR spectrum of 2-(2,4-Difluorophenyl)pyridine (dFppy) in CDCl 3 .
S4
Figure S2. 13 C NMR spectrum of 2-(2,4-Difluorophenyl)pyridine (dFppy) in CDCl 3 . Figure S3 . 19 F { 1 H} NMR spectrum of 2-(2,4-Difluorophenyl)pyridine (dFppy) in CDCl 3 .
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2-Chloro-4-(2,4,6-trimethylphenyl)pyridine.
Synthesis of this compound was by a modified procedure to that reported previously. 2 To a round bottom flask was added 2,4,6-trimethylphenylboronic acid (1.7 equiv.), 2-chloro-4-iodopyridine (1.0 equiv.) potassium carbonate (3.0 equiv.), 1,4-dioxane and water (2:1 v/v) to give a solution of ca. 1.25 M. Note:
an excess of boronic acid is required to ensure full consumption of 2-chloro-4-iodopyridine, since the boronic acid is prone to deborylation in situ and separation of 2-chloro-4-(2,4,6-trimethylphenyl)pyridine from 2-chloro-4-iodopyridine by chromatography is not possible. The reaction mixture was degassed by vigorously bubbling N 2 for 20 min. Pd(PPh 3 ) 4 (5 mol%) was added and the reaction mixture sealed. The vessel was then subjected to three cycles of evacuating under vacuum and backfilling with N 2 , before heating the mixture to reflux for 72 h or until the 2-chloro-4-iodopyridine was not visible by NMR. Upon cooling to room temperature, toluene was added and the layers separated. The organic layer was washed with water and brine, and then the solvent was removed in vacuo to give the crude material as an oil.
Purification by flash column chromatography (silica, hexane, 5% ethyl acetate) gave the pure compound as a colourless oil (2.288 g). Yield: 59%. R f : 0.37 (hexane/ethyl acetate, 6:1 on silica Figure S4 . 1 H NMR spectrum of 2-Chloro-4-(2,4,6-trimethylphenyl)pyridine in CDCl 3 .
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Figure S5. 13 C NMR spectrum of 2-Chloro-4-(2,4,6-trimethylphenyl)pyridine in CDCl 3 .
2-(2,4-Difluorophenyl)-4-(2,4,6-trimethylphenyl)pyridine (MesdFppy).
Synthesis of this compound was by a modified procedure to that reported previously. 2 To a round bottom flask was added 2-chloro-4-(2,4,6-trimethylphenyl)pyridine (1.0 equiv.), 2-4-difluorophenyl boronic acid ( 
S13
1H,1'H-2,2'-biimidazole, (H 2 biim).
Synthesis of this ligand is as outlined in the literature. 3 To a mixture of ammonium acetate (2.7 equiv.) in distilled water at 40 °C was added dropwise 40% aqueous glyoxal solution (1.0 equiv.) over a period of 3 h to give a concentration of .01 M. The mixture was allowed to stir for a further 5 h at room temperature.
The reaction mixture was filtered and washed multiple times with distilled water and acetone to give 8.31
g of a brown crude product. This material was added to ethylene glycol (0. 
1,1'-(α,α'-o-Xylylene)-2,2'-biimidazole (o-Xylbiim).
Synthesis of this ligand was as outlined in the literature. 4 To a solution containing α,α'-dibromo-o-xylene The synthesis of this dimer was a modification of that reported in the literature. 
Iridium (III) bis[2-(4',6'-difluorophenyl)-pyridinato-N,C 2' ]-N,N'-(4,4'-di-tert-butyl-2,2'-bipyridine)hexafluorophosphate: [Ir(dFppy) 2 (dtbubpy)](PF 6 ).
Yellow powder (0.116 g The sample solutions for the emission spectra were prepared in HPLC grade MeOH and degassed via three freeze-pump-thaw cycles. Steady state emission and time-resolved emission spectra were recorded at 298 K using an Edinburgh Instruments F980. All samples for steady state measurements were excited at 360 nm while samples for time-resolved measurements were excited at 378 nm using a PDL 800-D pulsed diode laser. Emission quantum yields were determined using the optically dilute method. 6 A stock solution with absorbance of ca. 0.5 was prepared and then four dilutions were prepared with dilution factors of 5, 6.6, 10 and 20 to obtain solutions with absorbances of ca. 0.1 0.075, 0.05 and 0.025, respectively. The Beer-Lambert law was found to be linear at the concentrations of the solutions. The emission spectra were then measured after the solutions were degassed by nitrogen purging for fifteen minutes per sample prior to spectrum acquisition. For each sample, linearity between absorption and emission intensity was verified through linear regression analysis and additional measurements were acquired until the Pearson regression factor (R 2 ) for the linear fit of the data set surpassed 0.9. 
